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(54) METHOD FOR FORMING A SILICON FILM AND INK COMPOSFTION FOR INK JET 



(57) An ink composition 1 1 containing a silicon pre- 
cursor is selectively discharged into predetermined 
regions on a substrate from an ink jet head 1 2 to form a 
pattern of the silicon precursor, and is subjected to a 
heat and/or light treatment to convert the silicon precur- 



sor into an amorphous silicon film 1 5 or a polycrystalline 
silicon film 16. A silicon film pattern is thereby obtained 
on a large area at low cost with low energy. 
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Descripti n 
TECHNICAL FIELD 

[0001] The present invention relates to an ink composition containing a silicon precursor for forming by patterning 
a silicon film by an Inkjet process in use of LSIs, thin film transistors, and photosensitive members, and to a method for 
forming a silicon film by an ink jet process. 

BACKGROUND ART 

[0002] As conventional methods for forming amorphous silicon films and polysilicon films, thermal CVD (chemical 
vapor deposition) processes, plasma enhanced CVD processes, and photo-assisted CVD processes using monosilane 
gas and disilane gas have been used. In general, thermal CVD processes are widely used for polysilicon films (refer to 
J. Vac. Sci. Technology, Vol. 14, 1082 (1977)), and plasma enhanced CVD processes are widely used for amorphous 
silicon films (refer to Solid State Com., Vol. 17, 1 193 (1975)). These are used in production of liquid crystal devices hav- 
ing thin film transistors and solar batteries. 

[0003] In the formation of silicon films by these CVD processes, however, further improvements are awaited with 
regard to the following problems. (1) The production yield is low due to system contamination and the formation of for- 
eign materials, which are caused by silicon particles generated during the gas phase reaction. (2) A uniform film thick- 
ness is barely obtainable on a substrate having an uneven surface due to gaseous raw materials. (3) The productivity 
is low due to a low deosition rate of the film. (4) The plasma enhanced CVD process requires a complicated and expen- 
sive radiofrequency generator and vacuum equipment. 

[0004] In regard to materials, use of silicon hydride, which is highly reactive gas, causes difficulty in handling and 
requires hermetic vacuum equipment. Since these apparatuses are complicated, the apparatuses themselves are 
expensive. Moreover, the vacuum system and the plasma system consume a large amount of energy, resulting in high 
production costs. 

[0005] In recent years, a method is proposed for applying liquid silicon hydride with no vacuum system. Japanese 
Unexamined Patent Application Publication No. 1-29661 discloses a method for forming a silicon-based thin film in 
which a gaseous material is liquefied and is adsorbed onto a cooled substrate to react with chemically active, atomic 
hydrogen. This method, however, has the following problems. (1) Since silicon hydride as the raw material is continu- 
ously gasified and are cooled, a complicated apparatus is required and the control of the thickness is difficult. 
[0006] An example of solid silicon hydride polymers is reported in Great Britain Patent No. GB-2, 077,71 OA. Since 
this polymer is insoluble in solvents, the film is not formed by coating. 

[0007] _ Moreover, Japanese Unexamined Patent Application Publication No. 9-237927 discloses a method for 
spray-coating a polysilane solution onto a substrate having a large area and for pyrolyzing the coating to form a silicon 
film, in order to produce solar batteries. In carbon-containing silicon compounds, a large amount of carbon remains as 
an impurity in pyrolysis or photolysis by ultraviolet irradiation, hence, it is difficult to prepare an amorphous or polycrys- 
talline silicon film having superior electrical characteristics. 

[0008] The silicon semiconductor film is generally doped with a Group III element or a Group V element in the Peri- 
odic Table and is used as a p-type or n-type semiconductor. Doping using these elements is generally performed by 
thermal diffusion and ion implantation after the formation of the silicon film. Since the doping is performed in vacuo, 
process control is complicated, and it is particularly difficult to form a uniformly doped silicon film onto a large substrate. 
[0009] On the other hand, the above Japanese Unexamined Patent Application Publication No. 9-237927 discloses 
a method for applying a polysilane solution containing an alkyl compound which imparts p-type or n-type conductivity 
and a method for pyrolyzing a coating film from a polysilane solution in an atmosphere containing a dopant source. In 
the former method, however, a uniformly doped film may be unobtainable due to differences in solubility between the 
polysilane and the dopant-containing alkyl compound, and the final film product inevitably contains a large amount of 
carbon as an impurity due to carbon contained in the material, as described above. In the latter method, it is difficult to 
control the dose. 

[0010] In a conventional method for forming a silicon film pattern, a silicon film is formed on the entire substrate by 
the above method, and a required pattern is formed by a photolithographic process or an etching process. When the 
silicon film is patterned over a large area to form many devices, many production steps must be employed and expen- 
sive apparatuses and various materials are used with a large amount of energy, resulting in high production costs. 

DISCLOSURE OF INVENTION 

[0011] It is an obj ct of the present invention to provide a composition, which is a material for stably forming a 
desired silicon film pattern with low energy consumption at low cost, and a method for forming a silicon film without a 
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conventional vacuum process, photolithography, and etching, in the production of a device having a desired silicon film 
pattern onto a substrate having a larg area. It is anoth r object to provide a composition containing a silicon precursor 
and a method for patterning a silicon film, in the production of a device having a silicon film doped with boron or phos- 
phorus in which a film comprising a modified silicon compound as a silicon precursor is formed using a solution, and 
the silicon precursor film is converted into semiconductive silicon and doping is simultaneously achieved by heat and/or 
light tr atm nt in an inert atmospher . 

[0012] According to the present invention, there is provided a method for forming a silicon film comprising applying 

by patterning an ink composition containing a silicon compound onto a substrate by an ink jet process. 

[0013] Moreover, the present inventors have intensively researched to achieve the above objects and have been 

discovered that an ink material composition containing a silicon compound represented by the following general formula 

(I) or (II) exhibits superior material stability, discharge stability, and coating uniformity in an ink jet process, and that a 

required silicon film pattern can be formed on a substrate by heat and/or light treatment of a silicon precursor coating 

film from the solution, with satisfactory conversion into the silicon film without incorporation of a solvent. 

[0014] According to the present invention, there is provided a method for a silicon film pattern comprising applying 

by patterning a composition containing a silicon compound represented by the following general formula (I) or (II) onto 

a substrate by an ink jet process: 

Si^ (I) 

wherein n represents an integer 3 or more, m represents an integer of n, 2n-2, 2n, or 2n+2, and X represents a hydro- 
gen atom and/or a halogen atom. 

Sj a x b Y c (II) 

wherein X represents a hydrogen atom and/or a halogen atom, Y represents a boron atom or a phosphorus atom, a 
represents an integer of 3 or more, b represents an integer of a to 2a+c+2 , and c represents an integer of 1 to a. 
[0015] It is preferable to use a mixture of the silicon compound represented by the general formula (I) and the sili- 
con compound represented by the general formula (II). 

[0016] According to the present invention, there is provided a liquid composition containing a silicon compound for 
ink jet processes comprising a silicon compound represented by the general formula (I) and/or a silicon compound rep- 
resented by the general formula (II), and a solvent for dissolving the silicon compound, the solvent having a specific vis- 
cosity, a specific surface tension, and a specific solid component content. 



ESCRIPTION OF THE DRAWINGS 



[0017] 



Fig. 1 is a drawing showing patterning steps of a silicon thin film by an ink jet process in accordance with Example 

Fig. 2 is a drawing showing patterning steps of a silicon thin film by an ink jet process in accordance with Example 
2. 

Fig. 3 is a drawing showing patterning steps of a p-type silicon thin film by an ink jet process in accordance with 
Example 3. 

Fig. 4 is a drawing showing patterning steps of an n-type silicon thin film by an ink jet process in accordance with 
Example 4. 

Fig. 5 is a drawing showing patterning steps of a silicon thin film by an ink jet process in accordance with Example 

Fig. 6 is a drawing showing patterning steps of a p-type silicon thin film by an ink jet process in accordance with 
Example 6. 

Fig. 7 is a drawing showing patterning steps of a silicon thin film by an ink jet process in accordance with Example 



BEST MODE FOR CARRYING O UT THE INVENTION 



[0018] The embodiments of the present invention will be described in detail. 

[0019] The silicon compounds used in the method for forming the silicon film in the present invention are preferably 
compounds r presented by the general formula (I) Si^ wherein n represents an integer 3 or more, m represents an 
integer of n, 2n-2, 2n, or 2n+2, and X represents a hydrogen atom and/or a halogen atom, and compounds represented 
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by the general formula (II) Sl a X b Y c wherein X r presents a hydrogen atom and/or a halogen atom, Y represents a boron 
atom or a phosphorus atom, a represents an integer of 3 or more, b represents an integer of a to 2a+c+2 , and c rep- 
resents an integer of 1 to a. 

[0020] In these gen ral formula (I) and (II), n represents an integer of 3 or more, and a+c represents an integer of 
s 4 or more. In consideration of thermodynamic stability, solubility, and feasibility of purification, cyclic silicon compounds 
with n of approximately 5 to 20 and particularly 5 or 6 are preferred in the general formula (I), and silicon compounds 
with a+c of approximately 5 to 20 and particularly 5 or 6 are preferred in the general formula (II). At a value of less than 
5, the silicon compound is unstable due to distortion of the ring and handling is difficult. When n and a+c are larger than 
20, the solubility decreases due to cohesive force of the silicon compound and selectable solvents are limited. 
10 [0021] In the general formulae (I) and (II) for the silicon compounds used in the present invention, X represents a 
hydrogen atom and/or a halogen atom. Since these silicon compounds are precursors for the silicon films, these must 
be finally converted into amorphous or polycrystalline silicon by heat and/or light treatment. The silicon-hydrogen bonds 
and the silicon-halogen bonds are cleaved by the above treatment to form silicon-silicon bonds, and are finally con- 
verted into silicon. Examples of halogen atoms are a fluorine atom, a chlorine atom, a bromine atom, and an iodine 
15 atom. Chlorine and bromine are preferable with regard to the bond cleavage. X may be a hydrogen atom alone or a hal- 
ogen atom alone, or may be a partially halogenated compound in which the sum of hydrogen atoms and halogen atoms 
satisfies the general formula (I) or (II). 

[0022] Examples of the silicon compounds represented by the general formula S^X™ used in the present invention 
will be described. Examples of the compounds of m = 2n+2 include silane hydrides, such as trisilane, tetrasilane, pen- 

20 tasilane, hexasilane, and heptasilane, and substituted compounds thereof in which hydrogen atoms are partially or 
completely replaced with halogen atoms. Examples of m= 2n include monocyclic silicon hydride compounds, such as 
cydotrisilane, cyclotetrasilane, cyclopentasilane, siiylcyclopentasilane, cyclohexasilane, silylcyclohexasilane, and 
cycloheptasilane; and halogenated cyclic silicon compounds thereof in which hydrogen atoms are partially or com- 
pletely replaced with halogen atoms, such as hexachlorocyclotrisilane, trichlorocyclotrisilane, coctachlorocyclotetrasi- 

25 lane, tetrachlorocyclotetrasilane, decachlorocyclopentasilane, pentachlorocyclopentasilane, dodecachloro- 
cyclohexasilane, hexachlorocyclohexasilane, tetradecachlorocycloheptasilane, heptachlorocycloheptasilane, hexabro- 
mocyclotrisilane, tribromocyclotrisilane, pentabromocyclotrisilane, tetrabromocyclotrisilane, octabromocyclotetrasi- 
lane, tetrabromocyclotetrasilane, decabromocyclopentasilane, pentabromocyclopentasilane, dodecabromo- 
cyclohexasilane, hexabromocyclohexasilane, tetradecabromocycloheptasilane, and heptabromocycloheptasilane. 

30 Examples of compounds of m= 2n-2 include dicyclic silicon hydride compounds, such as 1 ,1 -biscyclobutasilane, 1,1 - 
biscyclopentasilane, 1,1-biscyclohexasilane, 1,1'-biscycloheptasilane, 1,1'-cyclobutasilylcyclopentasilane, 1,1'-cyclob- 
utasilylcyclohexasilane, 1 ,1'-cyclobutasilylcycloheptasilane, 1,1'-cyclopentasilylcyclohexasilane, 1,1'-cyclopentasilylcy- 
cloheptasilane, 1,1'-cydohexasilylcycloheptasilane, spiro[2,2]pentasilane, spiro[3,3]heptasilane, spiro[4,4]nonasilane, 
spiro[4„5]decasilane, spiro[4,6]undecasilane, spiro[5,5]undecasilane, spiro[5,6]dodecasilane, and spiro[6,6]tridecasi- 

35 lane; substituted silicon compounds in which hydrogen atoms are partly or completely replaced with SiH 3 groups or hal- 
ogen atoms. Moreover, examples of compounds of m= n include polycyclic silicon hydride compounds, such as 
Compounds 1 to 5 represented by the following formulae, arid substituted silicon compounds thereof in which hydrogen 
atoms are partially or completely replaced with SiH 3 groups or halogen atoms. These compounds may be used as a 
mixture of two or more types. 
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[0023] Examples of the compounds represented by the general formula (II) Si a X b Y c used in the present invention 
include modified sllane compounds as shown in Compounds 6 to 27 represented by the following formulae. 
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[0024] Herein, n in Compounds 8, 9, 10, 18, 19, and 20 represents an integer of 0 or more, and m in Compounds 
26 and 27 repr sents an integer of 2 or mor . In these formulae, boron-modifi d silan compounds ar shown. Phos- 
phorus-modified silane compounds also have similar backbones to those of the boron-modified silane compounds. 
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[0025] In the present invention, the above modified siiane compounds may be used alone as a solution, or may be 
used as a mixtur tog ther with the above unmodified siiane compounds. Th ratio of the modified siiane compound to 
the unmodified siiane compound depends on the boron or phosphorus cont nt as a modifying element, and the modi- 
fying lement is 1 ppb to 25% to silicon atoms. 

s [0026] in the present invention, a solution in which the above silicon compound dissolved in a solvent is applied to 
an ink jet process. The vapor pressure of the solvent used in the present invention is preferably in a range of 0.001 to 
50 mmHg. A vapor pressure exceeding 50 mmHg readily causes nozzle clogging due to drying of droplets discharged 
by the ink jet process, and will preclude stable discharge. A vapor pressure of less than 0.001 mmHg causes delayed 
drying of discharged ink. Since the solvent tends to remain in the silicon compound, a high quality silicon film is barely 

w obtained after the heat and/or light treatment in the subsequent step. 

[0027] Solvents used in the present invention are not limited as long as these can dissolve the silicon compounds 
and are unreactive with the compounds. Examples of the solvents include hydrocarbon solvents, such as n-heptane, n- 
octane, decane, toluene, xylene, cymene, durene, indene, dipentene, tetrahydronaphthalene, decahydronaphthalene, 
and cyclohexylbenzene; ether solvents, such as ethylene glycol dimethyl ether, ethylene glycol diethyl ether, ethylene 

15 glycol methyl ethyl ether, diethylene glycol dimethyl ether, diethylene glycol diethyl ether, diethylene glycol methyl ethyl 
ether, 1,2-dimethoxyethane, bis(2-methoxyethyl)ether, and p-dioxane; and polar solvents, such as propylene carbon- 
ate, ^butyrolactone, NHfnethyl-2-pyrrolidone, dimethylformamide, dimethyl sulfoxide, and cyclohexanone. Among 
these, hydrocarbon solvents and ether solvents are preferable in view of solubility of silicon compounds and stability 
thereof. The hydrocarbon solvents are more preferable. These solvents may be used alone or in combinations of two or 

20 more. In particular, the hydrocarbon solvents are advantageous, since these exhibit high solubility of the silicon com- 
pounds and suppress the remaining silicon compound after the heat treatment and the light treatment, described below. 
[0028] In the present invention, the ink composition (solution) applied to the ink jet process is prepared by mixing 
the above silicon compounds and/or the modified silicon compounds as solutes with the above solvents. The concen- 
tration of the solutes are determined depending on the required thickness of the silicon film. Preferably, the concentra- 

25 tion is 0.01 to 10 percent by weight When the concentration is less than 0.01%, a uniform coating film is not obtained 
and discharge operations must be increased. When the concentration exceeds 10%, the viscosity increases and affects 
discharge. 

[0029] These solvents may contain a surface tension modifier, such as a fluorine type, a silicon type, or a nonionic 
type, in a trace amount, if necessary, within a range which does not impair required functions. These solvents may con- 
30 tain a surface tension modifier, such as a fluorine type, a silicon type, or a nonionic type, in a trace amount, if necessary, 
within a range which does not impair required functions. The nonionic surface tension modifier improves wettability to 
a workpiece for applying the solution and leveling of the coating film, and prevents graininess and an orange peel sur- 
face of the coating film. 

[0030] — Examples of such nonionic surfactants include fluorinated surfactants having fluoroalkyl groups or-perfluor- 
35 oalkyl groups, and polyether alkyl surf actants having oxyalkyl groups. Examples of fluorinated surfactants include 
C 9 F 19 CONHC 12 H 25 . C 8 F 17 S02NH-(C2H 4 0) 6 H, C 9 F 17 0-(PLURONIC L-35)-C 9 F 17 , C 9 F 17 0-(PLURONIC P-84)-C 9 F 17 , 
and C 9 F 7 O-(TETRONIC-704MC 9 F 17 )2, wherein PLURONIC L-35 is a polyoxypropylene-polyoxyethylene block copoly- 
mer having an average molecular weight of 1 ,900 made by Asahi Denka Kogyo K.K., PLURONIC P-84 is a polyoxypro- 
pylene-polyoxyethylene block copolymer having an average molecular weight of 4,200 made by Asahi Denka Kogyo 
40 K.K., and TETRONIC-704 is an N,N,N\NMetrakis(polyoxypropylene-polyoxyethylene) block copolymer having an aver- 
age molecular weight of 5,000 made by Asahi Denka Kogyo K.K. 

[0031] Actual examples of the fluorinated surfactants include Efftop EF301 , Efftop EF303, and Efftop EF352 made 
by Shin Akita Kasei K.K.; Megafack F171 and Megafac F173 made by Dainippon Ink and Chemicals; Asahi Guard 
AG710 made by Asahi Glass Co., Ltd.; Fluorad FC-170C, Fluorad FC430, and Fluorad FC431 made by Sumitomo 3M 
45 Limited; Surflon S-382, Surflon SC101, Surflon SC102, Surflon SC103, Surflon SC104, Surflon SC105, and Surflon 
SC106 made by Asahi Glass Co., Ltd.; BM-1000 and BM-1100 made by B. M-Chemie; and Schsego-Fluor made by 
Schwegmann. - 

[0032] Polyether alkyl surfactants are polyoxyethylene alkyl ethers, polyoxyethylene allyl ether, polyoxyethylene 
alkylphenol ethers, polyoxyethylene fatty acid esters, sorbitan fatty acid esters, polyoxyethylene sorbitan fatty acid 

so ethers, and oxyethylene-oxypropylene block copolymers. 

[0033] Actual examples of these polyether alkyl surfactants include Emulgen 105, Emulgen 430, Emulgen 810, 
Emulgen 920, Rheodol SP-40S, Rheodol TW-L120, Emanol 3199, Emanol 4110, Excel P^tOS, Bridge 30, Bridge 52, 
Bridge 72, Bridge 92, Arlacel 20, Emasol 320, Twin 20, Twin 60, and Merge 45 made by Kao Corporation; and Nonibol 
55 made by Sanyo Chemical Industries, Ltd. Examples of other nonionic surfactants include polyoxyethylene fatty acid 

55 esters, polyoxyethylene sorbitan fatty acid esters, and polyalkylene oxide block copolymers. Actual Examples of these 
surfactants are Chemistat 2500 made by Sanyo Chemical Industries, Ltd., SN-EX9228 made by San Nopco Limited, 
and Nonal 530 mad by Toho Chemical Industry Co., Ltd. 

[0034] It is preferable that the viscosity of th prepared silicon-compound-containing solution be within a range of 
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1 to 50 mPa * s. When th viscosity is lower than 1 mPa • s, the peripheral section of the nozzl in the ink jet process is 
readily contaminated due to ov rflow of the ink. When the viscosity is higher than 50 mPa • s, the frequency of nozzle 
clogging increases to preclude smooth discharg of droplets. 

[0035] Preferably, the surface tension of the silicon-compound-containing solution is in a range of 20 to 70 dyn/cm. 

5 A surface tension of I ss than 20 dyn/cm causes increased wettability of the ink composition to the nozzle surface, 
resulting in nonlinear flight A surface tension exceeding 70 dyn/cm causes an unstable meniscus shape at the nozzle 
tip, resulting in uncontrollability of the discharged volume and discharging timing of the ink composition. 
[0036] The droplet discharge apparatus in the ink jet process used for supplying the solution in the present inven- 
tion may be of any mechanism which can discharge appropriate droplets in constant volumes. The apparatus may be 

10 of an ink jet process using a piezoelectric element which can form droplets, each weights approximately several tens 
nanograms, or of a bubble jet process which forms bubbles by thermal energy from a heater. Moreover, a general coat- 
ing process, such as spin coating, dip coating, spray coating, roll coating, or curtain coating, may be combined, if nec- 
essary. When the ink composition containing the silicon precursor is applied by the ink jet process, the atmosphere is 
generally an inert gas, such as argon, helium, or nitrogen, and the temperature is appropriately selected in a range of 

15 room temperature to approximately 1 00°C depending on the ink characteristics. 

[0037] In the present invention, the substrate used in discharge of the silicon-compound-containing solution by the 
ink jet process is not limited. Examples of the substrates include general quartz, borosilicate glass, soda glass, trans- 
parent electrodes such as ITO, metallic substrates, e.g., gold, silver, copper, nickel, titanium, aluminum, and tungsten, 
and glass or plastic substrates coated with these metals. 

20 [0038] The coating film of the silicon-compound-containing solution formed by the ink jet process is subjected to a 
heat and/or light treatment. The treatment is performed in an inert gas atmosphere, such as nitrogen, argon, and 
helium. A small amount of reducing gas such as hydrogen may be added, if necessary. The heat treatment is performed 
for the removal of the solvent and the conversion into a metallic silicon film, after the coating of the ink (solution). The 
drying treatment may be appropriately determined by the boiling point (vapor pressure) and the pressure of the solvent 

25 and thermal behavior of the silicon compound, without particular limitation. The conversion into the metallic silicon film 
is generally performed in an argon atmosphere at approximately 100 to 800°C, preferably approximately 200 to 600°C, 
and more preferably 300°C to 500°C. In general, an amorphous silicon film is obtained at a final temperature of 550°C 
or loss, whereas a polycrystalline silicon film is obtained at a higher temperature. At a final temperature of less than 
300°C, pyrolysis of the silicon compound does not sufficiently proceed, and a silicon film having a sufficient thickness 

30 cannot be formed in some cases. The polycrystalline silicon film may also be prepared by conversion of the above 
amorphous silicon film into the polycrystalline silicon by laser irradiation. The atmosphere in the laser irradiation is pref- 
erably an inert gas, such as helium and argon, and may contain a reducing gas such as hydrogen. 
[0039] The coating film of the silicon compound formed by the ink jet process in the present invention may be sub- 
jected to a light treatment in an inert gas atmosphere before and/or after removing the solvent in the coating film. The 

35 silicon compound soluble in solvents is converted into a tough coating film, which is insoluble in the solvents, by the ring 
cleavage reaction by means of this light treatment. Moreover, the heat treatment, which is performed after the light treat- 
ment or simultaneously performed with the light treatment, converts the silicon film into one having superior optical and 
electrical characteristics. 

[0040] Examples of light sources used in the present invention include low-pressure or high-pressure mercury 
40 lamps, deuterium lamps, discharge light of rare gases, such as argon, krypton, and xenon, YAG lasers, argon lasers, 
carbon dioxide lasers, excimer lasers of XeF, XeCI, XeBr, KrF, KrCI, ArR and ArCI. These light sources generally have 
power in a range of 1 0 to 5,000 W, and a power of 100 to 1 ,000 W is adequate in the present invention. The wavelengths 
of these light sources are not limited as long as the light is absorbed in the coating film of the photo-ring-cleavage silicon 
compound to some extents, and are generally in a range of 170 nm to 600 nm. The use of laser light is particularly pref- 
45 enable in view of conversion efficiency into the polycrystalline silicon film. The temperature for the fight treatment is gen- 
erally in a range of room temperature to 500°C, and can be appropriately determined depending on the semiconductive 
characteristics of the resulting silicon film. 

[0041] The present invention will now be described in more detail with reference to the Examples, but should not 
be limited to these Examples. 

so [0042] In these Examples, the viscosity and the surface tension of each ink composition indicate values at 20°C. 
(EXAMPLE 1 ) 

[0043] A silicon-compound-containing solution (ink) was prepared by dissolving 0.05 g of cyclopentasilane into a 
55 mixed solvent of 7 g of decahydronaphthalene and 3 g of tetrahydronaphthalene. The viscosity of the solution was 3.2 
mPa • s and the surface tension was 33 dyn/cm. Fig. 1 shows the patterning of silicon thin films by an ink jet process in 
accordance with this example. The silicon-compound-containing ink 11 was pattern-coated onto a quartz substrate 13 
using an ink jet head 12 composed of a piezoelectric element in an argon atmosph re. The substrate was dried at 
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200°C in an argon atmosphere and was pyrolyzed at 500°C to form a pattern of metallic silicon films 15 (film regions, 
each having a diameter of 50 urn), each having a thickness of 35 nm, shown in Figs. 1 (b) and 1 (c). Fig. 1 (b) is a cross- 
sectional view and Fig. 1(c) is a top view corresponding to Fig. 1(b). A surface analysis of the silicon film by ESCA 
detected only silicon atoms. The crystal state of the silicon film by a Raman spectrum was 1 00% amorphous. The amor- 
5 phous silicon films were irradiated with an excimer laser having a wavelength of 308 nm and an nergy density of 300 
mJ/cm 2 in an argon atmosphere to form a pattern of polycrystalline silicon films 16 (film regions, each having a diameter 
of 50 u.m) shown in Fig. 1(d). The Raman spectrum showed that the crystallinity was 80%. 

(EXAMPLE 2) 

10 

[0044] A silicon-compound-containing solution (ink) was prepared by dissolving 0.2 g of hexachlorocyclohexasilane 
into a mixed solvent of 5 g of cyclohexylbenzene and 5 g of cymene. The viscosity of the solution was 4.8 mPa • s and 
the surface tension was 32 dyn/cm. Fig. 2 shows the patterning of silicon thin films by an ink jet process in accordance 
with this example. The silicon-compound-containing ink 21 was pattern-coated onto a quartz substrate 23 using an ink 

16 jet head 22 composed of a piezoelectric element in an argon atmosphere. The substrate was dried at 250°C in an argon 
atmosphere containing 5% hydrogen and was heat-treated at 450°C while being irradiated with ultraviolet light from a 
500-W high-pressure mercury lamp for 30 minutes to form a pattern of metallic silicon films 25 (film regions, each being 
50 x 50 urn), each having a thickness of 80 nm, shown in Figs. 2(b) and 2(c). A surface analysis of the silicon film by 
ESCA detected only silicon atoms. The crystal state of the silicon film by a Raman spectrum was 100% amorphous. 

20 The amorphous silicon film was heat-treated at 800°C in an argon/hydrogen atmosphere to form a pattern of a poly- 
crystalline silicon film 26 (film region of 50 x 50 \im) having a crystallinity of 50%, shown in Fig. 2(d). 

(EXAMPLE 3) 

25 [0045] A silicon-compound-containing solution (ink) was prepared by dissolving 0.1 g of 1-borahexaprismane 
(Compound 1 1 ) into a mixed solvent of 7 g of tetrahydronaphthalene and 3 g of cyclohexylbenzene. The viscosity of the 
solution was 4.2 mPa • s and the surface tension was 36 dyn/cm. Fig. 3 shows the patterning of silicon thin films by an 
ink jet process in accordance with this example. The silicon-compound-containing ink 31 was pattern-coated onto a 
quartz substrate 33 using an ink jet head 32 composed of a piezoelectric element in an argon atmosphere. The sub- 

30 strate was dried at 250°C in an argon atmosphere and was pyrolyzed at 500°C to form a pattern of metallic silicon films 
35 (film regions, each having a diameter of 50 urn), each having a thickness of 70 nm, shown in Figs. 3(b) and 3(c). A 
surface analysis of the silicon film by ESCA detected only silicon atoms and boron atoms and the ratio thereof was 5:1. 
The crystal state of the silicon film by a Raman spectrum was 1 00% amorphous. The amorphous silicon films were irra- 
diated with an excimer laser having a wavelength of 308 nm and an energy density of 350 mJ/cm ? in an argon atmos- 

35 phere to form a pattern of polycrystalline silicon films 36 (film regions, each having a diameter of 50 nm) shown in Fig. 
3(d). The Raman spectrum showed that the crystallinity was 75%. 

(EXAMPLE 4) 

40 [0046] A silicon-compound-containing solution (ink) was prepared by dissolving 0.05 g of 1 -phosphocyclopentasi- 
lane into a mixed solvent of 8 g of decahydronaphthalene and 2 g of cyclohexylbenzene. The viscosity of the solution 
was 4.0 mPa »s and the surface tension was 36 dyn/cm. 

[0047] Fig. 4 shows the patterning of silicon thin films by an ink jet process in accordance with this example. The 
silicon-compound-containing ink 41 was pattern-coated onto a quartz substrate 43 using an ink jet head 42 composed 

45 of a piezoelectric element in an argon atmosphere. The substrate was dried at 150°C in an argon atmosphere contain- 
ing 5% hydrogen while being irradiated with ultraviolet light from a 500-W high-pressure mercury lamp for 10 minutes 
to form a tough coating film of polysilazane which was insoluble in solvents by a ring cleavage reaction. The coating film 
was pyrolyzed at 500°C in an argon atmosphere to form a pattern of metallic silicon films 45 (film regions, each being 
50 x 50 nm), each having a thickness of 25 nm, shown in Figs. 4(b) and 4(c). A surface analysis of the silicon film by 

so ESCA detected only silicon atoms and phosphorus atoms and the ratio thereof was 5:1 . The crystal state of the silicon 
film by a Raman spectrum was 100% amorphous. The amorphous silicon films were irradiated with an excimer laser 
having a wavelength of 308 nm and an energy density of 300 mJ/cm 2 in an argon atmosphere to form a pattern of poly- 
crystalline silicon films 46 (film regions, each being 50 x 50 urn) shown in Fig. 4(d). The Raman spectrum showed that 
the crystallinity was 75%. 

55 

(EXAMPLE 5) 

[0048] A silicon-compound-containing solution (ink) was prepared by dissolving 0.5 g of silylcyclopentasilane into 
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a mixed solvent of 5 g of decahydronaphthalene and 5 g of t trahydronaphthaiene. The viscosity of th solution was 5.2 
mPa • s and th surface t nsion was 34 dyn/cm. Fig. 5 shows th patterning of silicon thin films by an ink j t process in 
accordance with this xample. Th silicon-compound-containing ink 51 was patt rn-coated onto a polyimide film sub- 
strat 53 using an ink jet h ad 52 composed of a piezoel ctric element in an argon atmospher . The substrate was 
5 dried at 200°C in an argon atmosphere and was irradiated using a 500-W high-pressur mercury lamp at 350°C for 
photolysis and pyrolysis to form a pattern of metallic silicon films 55 (film regions, each having a diameter of 70 jim), 
each having a thickness of 80 nm, shown in Fig. 5(b). A surface analysis of the silicon film by ESCA detected only sili- 
con atoms. The crystal state of the silicon film by a Raman spectrum was 100% amorphous. 

w (EXAMPLE 6) 

[0049] A (p-type) silicon-compound-containing solution (ink) was prepared by dissolving 0.01 g of 1-boracyclopen- 
tasilane and 0.1 g of cyclopentasilane into a mixed solvent of 5 g of tetrahydronaphthalene and 5 g of cyclohexylben- 
zene. The viscosity of the solution was 3.8 mPa • s and the surface tension was 35 dyn/cm. Next, a (n-type) silicon- 
es compound-containing solution (ink) was prepared by dissolving 0.01 g of 1-phosphocydopentasilane and 0.1 g of 
cyclopentasilane into a mixed solvent of 5 g of tetrahydronaphthalene and 5 g of cyclohexylbenzene. The viscosity of 
the solution was 3.7 mPa • s and the surface tension was 36 dyn/cm. Fig. 6 shows the patterning of n-type and p-type 
silicon thin films by an ink jet process in accordance with this example. The (n-type) silicon-compound-containing ink 
61 and the (p-type) silicon-compound-containing ink 64 were pattern-coated onto a quartz substrate 63 using an ink jet 
20 head 62 composed of a piezoelectric element in an argon atmosphere. The substrate was dried at 250°C in an argon 
atmosphere containing 5% hydrogen and was pyrolyzed at 500°C to form a pattern including n-type silicon films 65n 
(film regions, each being 50 x 50 urn) and p-type silicon films 65p (film regions, each being 50 x 50 \un) shown in Figs. 
6(b) and 6(c). According to a surface analysis of the silicon films by ESCA, the ratio of silicon atoms and phosphorus 
atoms was 50:1 in the n type and the ratio of silicon atoms and phosphorus atoms was 50:1 in the p type. The crystal 
25 state of the silicon films by a Raman spectrum was 100% amorphous. The amorphous silicon films were irradiated with 
an excimer laser having a wavelength of 308 nm and an energy density of 320 mJ/cm 2 in an argon atmosphere to form 
a pattern of n-type and p-type polycrystalline silicon films 66n and 66p, respectively, (film regions, each being 50 x 50 
jim) shown in Fig. 6(d). The Raman spectrum showed that the crystallinity was 75%. 

30 (EXAMPLE 7) 

[0050] A silicon-compound-containing solution (ink) was prepared by dissolving 0.05 g of octasilacubane (Com- 
pound 2) into a mixed solvent of 5 g of decahydronaphthalene and 5 g of tetrahydronaphthalene. The viscosity of the 
solution was 5.5 mPa • s and the surface tension was 34 dyn/cm. Fig. 7 shows the patterning of silicon thin films by an 

35 ink jet process in accordance with this example. The silicon-compound-containing ink 71 was pattern-coated onto a 
quartz substrate 73 using an ink jet head 72 composed of a piezoelectric element in an argon atmosphere containing 
3% hydrogen. The substrate was irradiated with using a high-pressure mercury lamp of 500 W at room temperature for 
5 minutes in an argon atmosphere containing 3% hydrogen. As a result, polyhydrostlane films, which were insoluble in 
solvents, were formed. The films were pyrolyzed in the argon atmosphere containing 3% hydrogen at 500°C to form a 

40 pattern of metallic silicon films 75 (film regions, each having a diameter of 50 jim), each having a thickness of 35 nm, 
shown in Figs. 7(b) and 7(c). Fig. 7(b) is a cross-sectional view and Fig. 7(c) is a top view corresponding to Fig. 7(b). A 
surface analysis of the silicon film by ESCA detected only silicon atoms. The crystal state of the silicon film by a Raman 
spectrum was 100% amorphous. The amorphous silicon films were irradiated with an excimer laser having a wave- 
length of 308 nm and an energy density of 300 mJ/cm 2 in an argon atmosphere to form a pattern of polycrystalline sil- 

45 icon films 76 (film regions, each having a diameter of 50 urn) shown in Fig. 7(d). The Raman spectrum showed that the 
crystallinity was 80%. 

(Example 8) 

so [0051] The silicon-compound-containing solution of Example 7 was prepared and was pattern-coated onto a quartz 
substrate using an ink jet head composed of a piezoelectric element in an argon atmosphere containing 3% hydrogen. 
The substrate was dried at 1 50°C in an argon atmosphere containing 3% hydrogen, and simultaneously was irradiated 
using a 500 W high-pressure mercury lamp for 5 minutes. As a result, polyhydrosilane films, which were insoluble in 
solvents, were formed. The films were pyrolyzed as in Example 7 to form a pattern of amorphous metallic silicon films, 

55 as in Example 7. The amorphous silicon films were irradiated with an excimer laser having the wavelength and the 
same energy density as these in Example 7 in air to form a pattern of polycrystalline silicon films 76 (film regions, each 
having a diameter of 50 urn) shown in Fig. 7(d). Th Raman sp ctrum showed that th crystallinity was 60%. 
[0052] According to the present invention as d scribed abov , a composition containing a silicon precursor is pat- 
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tern-coated by an ink jet process, and a desired silicon film (pattern) as an electronic material can be formed by a novel 
liquid phase process, which is different from conventional methods for forming silicon film, by means of thermal and/or 
optical energy. 

INDUSTRIAL APPLICABILITY 

[0053] Since the present invention prevents the generation of powder during the formation of the silicon film and 
does not use a large vacuum process, unlike conventional CVD processes, the present invention does not require 
expensive equipment and can form a film on a substrate having a large area using minimum amounts of materials. 
Since the silicon film pattern can be formed without a photolithographic etching process, semiconductor devices having 
silicon films, such as LSIs, thin-film transistors, photoelectric transducers, and photosensitive members, at reduced 
costs and by a low energy process. 

Claims 

1. A method for forming a silicon film comprising applying by patterning an ink composition containing a silicon com- 
pound onto a substrate by an ink jet process. 

2. A method for forming a silicon film according to claim 1 , wherein the ink composition is applied in an inert atmos- 
phere. 

3. A method for forming a silicon film according to either claim 1 or 2, further comprising, after applying the ink com- 
position containing the silicon compound onto the substrate by the ink jet process, a drying step of removing a sol- 
vent of the composition and a step of pyrolyzing and/or photolyzing in the coating film. 

4. A method for forming a silicon film according to claim 3. further comprising a step for irradiating the silicon film 
formed by the heat treatment and/or the light treatment with laser to convert the amorphous silicon film into a poly- 
crystalline silicon film. 

5. A method for forming a silicon film according to claim 1 , wherein the silicon compound is a silicon compound rep- 
resented by the following general formula (I): 

SinXrn (I) 

wherein n represents an integer of 3 or more, m represents an integer of n, 2n-2, 2n. or 2n+2, and X represents a 
hydrogen atom and/or a halogen atom. 

6. A method for forming a silicon film according to claim 1 , wherein the silicon compound is a silicon compound rep- 
resented by the following general formula (II): 

Si a XbY c (||) 

wherein X represents a hydrogen atom and/or a halogen atom, Y represents a boron atom or a phosphorus atom, 
a represents an integer of 3 or more, b represents an integer of a to 2a+c+2 , and c represents an integer of 1 to a.' 

7. A method for forming a silicon film according to claim 1 , wherein the silicon compound is a composition containing 
a silicon compound represented by the following general formula (I) and a silicon compound represented by the fol- 
lowing general formula (II): 

Si n*rn (I) 

wherein n represents an integer 3 or more, m represents an integer of n, 2n-2, 2n, or 2n+2, and X represents a 
hydrogen atom and/or a halogen atom; 

Si a XbY c (||) 

wherein X represents a hydrogen atom and/or a halogen atom, Y represents a boron atom or a phosphorus atom, 
a represents an integer of 3 or more, b represents an integer of a to 2a+c+2 , and c represents an integer of 1 to a 
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8. A method for forming a silicon film according to either claim 5 or 7, wherein n is in a range of 5 to 20 in the general 
formula (I). 

9. A method for forming a silicon film according to either claim 6 or 7, wherein a+c is in a range of 5 to 20 in the general 
5 formula (II). 

10. A method for forming a silicon film according to any one of claims 1 to 9, wherein, in the composition, the silicon 
compound is dissolved in at least one solvent having a vapor pressure at room temperature of 0.001 to 50 mmHg. 

10 11. A method for forming a silicon film according to claim 10, wherein the solvent is a hydrocarbon solvent. 

12. A method for forming a silicon film according to any one of claims 1 to 1 1 , wherein the concentration of the silicon 
compound in the composition is in a range of 0.01 to 1 0 percent by weight. 

15 13. A method for forming a silicon film according to any one of claims 1 to 12, wherein the concentration has a viscosity 
of 1 to 50 mPa • s and a surface tension of 20 to 70 dyn/cm. 

14. An ink-jet ink composition for forming a silicon film, comprising a silicon compound represented by the general for- 
mula (I): 

20 

SinXm (I) 

wherein n represents an integer 3 or more, m represents an integer of n, 2n-2, 2n, or 2n+2, and X represents a 
hydrogen atom and/or a halogen atom. 

25 

15. An ink-jet ink composition for forming a silicon film, comprising a silicon compound represented by the general for- 
mula (II): 

Si a XbY c (II) 

30 

wherein X represents a hydrogen atom and/or a halogen atom, Y represents a boron atom or a phosphorus atom, 
a represents an integer of 3 or more, b represents an integer of a to 2a+c+2 , and c represents an integer of 1 to a 

16. An ink-jet ink composition for forming a silicon film, comprising a silicon compound represented by the following 
35 general formula (I) and a silicon compound represented by the following general formula (I I): 

SinXm (I) 

wherein n represents an integer 3 or more, m represents an integer of n, 2n-2, 2n, or 2n+2, and X represents a 
40 hydrogen atom and/or a halogen atom; 

Si a XbY c (II) 

wherein X represents a hydrogen atom and/or a halogen atom, Y represents a boron atom or a phosphorus atom, 
45 a represents an integer of 3 or more, b represents an integer of a to 2a+c+2 , and c represents an integer of 1 to a 

17. An ink composition according to either claim 14 or 16, wherein n is in a range of 5 to 20 in the general formula (I). 

18. An ink composition according to either claim 15 or 1 6, wherein a+c is in a range of 5 to 20 in the general formula (II). 

so 

19. An ink composition according to any one of claims 14 to 1 8, wherein the silicon compound is dissolved in at least 
one solvent having a vapor pressure at room temperature of 0.001 to 50 mmHg. 

20. An ink composition according to claim 19, wherein the solvent is a hydrocarbon solvent. 

55 

21. An ink composition according to any one of claims 1 4 to 20, wherein the concentration of the silicon compound in 
the composition is in a range of 0.01 to 1 0 percent by weight. 
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22. An ink composition according to any one of claims 14 to 21, wherein the concentration has a viscosity of 1 to 50 
mPa • s and a surface tension of 20 to 70 dyn/cm. 
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FIG. 2 
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FIG. 4 





4 5 



ys///y/s/y/A 









\ 



4 3 









4 5 






4 3 



:: 



itiiimm i i 



f 



■ 



iBiiataitBii 



H H llt ll lll 



ftllllilllill 
























+ 



























































53 



4 6 




t at 



IMfiMlUMI 



1 1 n iTif 



I 




iuii 



18 



EP 1 087 428 A1 



FIG. 5 
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FIG. 6 
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FIG. 7 



I 






BlllHllg 






w/s/s/s/a 


I El 






■■WMl H 




21 



EP 1 087 428 A1 



INTERNATIONAL SEARCH REPORT 



International application No. 

PCT/JPOO/01987 



CLASSIFICATION OF SUBJECT MATTER 
Int. CI 1 H01L21/208, C01B33/02 



According to Jmemationa) Parent Classification (IPC) or to both national classification end IPC 



B. FIELDS SEARCHED 



Minimum documentation torched (classification system followed by classification symbols) 
Int.Cl' R01L21/208, 21/205, 21/20 
Int. CI 7 C01B33/02, 33/03, 33/04 



Dccuntentation searched other than minimum documentation to (he extent thM such documents are indoded in the fields searched 
Jitsuyo shinan Koho 1926-1996 Jitsuyo Shinan ToroJcu Koho 1996-2000 

Kokai Jitsuyo shim Koho 1971-2000 ToroJcu Jitsuyo Shinan Koho 1994-2000 



Electronic data base consulted during die inrtroauocal search (name of data ease and. where practicable, search terms used) 



C DOCUMENTS CONSIDERED TO BE RELEVANT 



Category* 



X 



Citation of document, with indication, whore appropriate, of the relevant passages 



JP, 10-321536 , A (Sharp Corporation), 
04 December, 1998 (04.12.98), 
Full text 

Full text (Family: none) 

JP, 3-215941. A (Hitachi Ltd.). 
20 September, 1991 (20.09.91), 
Claims (Family: none) 

JP. 8-8179, A (Sharp Corporation) , 
12 January, 1996 (12.01.96), 
Full text (Family: none) 



JP, 11-79727, A (Sharp Corporation) , 
23 March, 1999 (23.03.99), 
Full text (Family: none) 

JP, 6-191821, A (Showa Denfco K.K.), 
12 July, 1994 (12.07.94), 
Full text (Family: none) 

JP, 5-144741, A (Showa Denko K.K.), 



Relevant to claim No. 



14.17,19,20 
1-5,8,10,11 

1-5,8,10.11 



1-22 



1-22 



1-22 



[xl Further documents are listed in the continuation of Box C. Q See patent family annex 



» Special categories of cited documents: 

"A" doctement oc4bui« ibe general state of U»e en which is not 

eonsidBted to be of particular relevance 
"E* cadier ooaunembtM published on Of efter Q* imerastitmsl fiirag 

dtiO 

*t" document which may throw doubts on priority clairn(e) or which i 
cited to estaWiib the publication date of another caaiioo or other 
spceoJ reason (as speel&ed) 

ty* document referring so an oral disclosure, ase. exhibition or other 



document published prior to the mtenahonal filing date but later 
dm the priority data claimed 



^f 3 b^deeumempwbiished alter the international filing date or 
priority date and not io conflict with the application but cited to 
imdmujwJ the priocipkc or theory imdeitying the mventwn 

"X" docuracrt of perucutw nikvtnct; 0»c chawed invention cwno* be 
considered novel of canoes be considered io involve aa inventive 
step when the d ocu ment is taken alooe 

"Y* document of pvucautr relevance; the didroed invention cannot be 
considered to involve aa nwanive step when the docaeaeat it 
combined with ooe w more other such documents, such 
combination being obvious eo a peraon skilled bs the an 



Date of the actual completion of the international search 
20 June, 2000 (2O.Oe1.O0) 



Name and mailing address of the ISA/ 
Japanese Patent Office 



Facsimile No. 



Date of mailing of the international search report 
04 July, 2000 (04.07.00) 



Authorized officer 



Telephone No. 



Form PCT/1SA/210 (second sheet) (July 1992) 



22 



EP 1 087 428 A1 



INTERNATIONAL SEARCH REPORT 



International application No. 

PCT/JPOO/01987 



C (Continuation). DOCUMENTS CONSIDERED TO BE RELEVANT 



Category* 



Citation of document, with indication, where appropriate, of the relevant passages 



Relevant to claim No. 



11 June, 1993 (11*06.93), 
Full text (Family: none) 



Form PCT/ISA/210 (continuation of second sheet) (July 1992) 



23 



